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Toly (diethyls iloxane) liquids. I. Action of sulfuric acid on diethyldieth- 
oxysilans and its lalxturea v<fith triethjrlethoxy silane* 

N, S, Leznov, L* A, Sebun and K. A. Andrianov. Zhur. Obshchei Khlm. 29, 
1270-5 (1959). 

It v;as shown in work done in 1947 that H SO reacts with St_Sl(0Bt)„ and 

34 2 

its mixt. with StgriiOSt with the foririation of poly ( die thylsiloKanea) which 

f 

are free of polymers cont^ % functional groups. Thus treatment of the 

polymer, irormed by aq, hydroljrsis of Bt Si(03t) , with 961& H SO I'hr. at 

2 w 34 

50 gave after aq. washing and neutralization a mixture of poly (diethyl- 
sil^xanes) with relatively greater mol. wt. through condensation of the 
linear polymers at the sites of originally residual BtO groups, as shown 
by high b.p. range of the polymers and essential absence of BtO groups. 

/ similar effect is produced by contacting the polymers with HCO^H (70®) 

or AcOH (90®) « Addn. of coned. E-SO. to Et«L^i(0n)t )_ with cooling gave 

4 ^ S 

after stirring the mist, at 20® to 100® a good yield of poly(diethyl- 

siloxaneo), whose mol. wt. and b.t. tended to rise with the rise of temp. 

of such treatment up to about 75® j at higher temp, the formation of 

ailanol sulfate esters and regeneration of H^SO. become predominant and 

the tendency to form higher polymers declines sharply. In general, elevatiA 

temp* tends to favor the fornntion of idhsaaoc polys iloxanes free of linear 

polymers contg. BtO groups. Heating Bt-Si(0St)o and St^SiOBt with H,^S0^ 

2 ^ 3 24 

o 

2-5 hrs. at 75 gave p Efc mnrtl y linear polymers with HO groups, formed by 
the aq. treatment of the initially formed sulfate esters. Increased amt* 
of Bt SlOBt tends to block the formation of sulfate esters by blocking the 
HO end-groups of the polymers. 

n. Action of phosphoric and boric acids on diethyldiethoxysilane and 
its mixtures with triethylethoxy silane. Ibid. 1276-81. 

Heating BtgoMOBt)^ with 3:2 to 1:2 molar proportion of 1-5 hrs. at 

75® gave after an aq. treatment poly (diethyls Iloxanes) contg. very little 
residual BtO groups, the products being 86-6% distillable cyclic polymers* 

Similar reaction with mixts. of lt2Si(0Bt)p. and Bt^iSiOBt gave up to 92lfb 
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a 

distillable polj'-idiethylsiloianes) • Similar use of H BO 3-10 hrs. at 
-O Q 3 3 

95 , finally at 130-40 gave aftsr an aq. treatment 35-54^ distillable 

polys iloxanes with mucli linear polymer being formed. The reactions 

yielded as byproducts detectable amounts of iStOPO H and (BtO) B. The 

3 2 5 

aiatn. oxirves of distillable polysiloianes formed with the use of H PO 

3 4 

or were quite similar. 
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polyrntra vdfch inorganio iooltoular ohelns* I. folfCorgano- 

ptllor5>- j^cwtplior ce IrMnoa lloxetQB ) « 

i'w* • ncrianoT, • , IMaaov diid . .• ’'laaaii.OTa . ■.hur* Obsfcohei 

,2a, (1959). cf, Tzvas't. /.kar;, Utclel. I'bij;;. i«i uk 1959,466. 

wlow iiaaLiag or g, kio) .1 iiith 2.1 g, (CH) Uo 2o0-20® 


gava ii diatilOatc of a raaiciuo of a polyner Kt,^5io[si(0:.i.Ttjj)- 

0x^(0] (Ofc>i !,tr^)uJj|^^K, sol, in t-felli, UtOII and CgTT^. Finilt;r raaction of a 

2;1 molar ratio of the rcacUnts 15 Irs. at £20® r’;*5ve a distill r.ta of TlgO 

axid {Jitjti) 0 ana a residue of vlsoous llmid nolynter r.^ 3 iil 0 Al( 0 Si:i;tg .)03 - 

i-(0)Obifctjj. tiidlfirly 4.2 g. 1 and 4.4 a* In 21.5 hr*. 

at £.00-20® 8 currant of moist air drawn through the nlxt., gave soiae 

HgO and (dtg/iDgO, and a residua of traaaparaat yallow r^sln, sol. in o 3 ^. 

bclventa and oorrespondiiu: to It Si0[Al(0Sli?t„)0P(0) (O^lSt )03.81i5t . 

^ v5 ^ 3 "^4 3 

Iha produets pesa Into Infuslbls Insol. solids on bein? heated further. 

£jimllar reactions employing Ms Si0P(0){0H)., or (Me S10)„PO proceeded very 

Z ‘SO 

rapidly and dtreetly gave Insol. and Infusible polymeric producte. t iclnetlc 
study showed thet the viscosity of the now polymers Ineraases with the 
increasluf amt. of distillate formed In the reaction. The starting vit; torlals 
were prspd. as. described previously (Toroakov, this 3, 25, 469{195;5), aai 
Andrianov st al. this 1. 26, 267 (1956): (*t„3l0)-i0, t> 156-65®, n?® 

1.4462J im^SiQ)^VQ, 77 , 1.1095; Jtg6i0P(0) (OH)^; Meg8l0P(0) (OH)^, a. 
66,5®. 


r 
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Poly-(organomatallosiloian«3) • 3, Synthasls of poly-(organoalumino- 
oobaltlsllozanes) and poly-(organoaluminonickalosiloxanas) . 

K, A. -'indrianov and . . U ’’'lo jnoy (Inet. *Iataro-org. Coopds,, hosc&n) , 
Izvest. Akad . MuJc . A, R., Otdal. rhim. Ihxu: 1959, 1590-4* cf. Uoklady 

Aked* iiaxxh .^OSR 114, IC06 (1957). 

Polys lloxenes were syntlieslzed whicJ; contain .il and Co or Ki atorns in the 

polymeric ciiain. Addn. of 12.99 g, CcClg in 117 g. jDU(iK to 32.24 g* 

StSi(0H)^0]!ja In 888 £, BuOF at 70° end heating 2.5 lire, gave after 

filtration and avapn. a colorlese resin which v.as free of Co. However, 

the reaction of 32.14 g. l^ttTi(0!T) yCFa, 3.67 g. ^^101 and 3.25 g. CoCl^ 

^ 3 ^ 

in 400 g. BuOH et 80-100 in 2 hrs, /iava after filtration and evapn. 

20.13 g* violet polysner, scl. i ) org. solvents and contg. 23^' 81, 7.5;^ 

A1 and b.SS/t' Co. .Similarly Ph31(0H)20Na gave a violet soluble polymer 

contg. 5. OS.- ^.1, -'.tv. Co snd 16; • -'i. .Jir:ilai- reaction of i!tLji{ 0 H) 20 Ha 

with AlCl™ and AiCl^ in HuOH yave a greet, rolymei , sol# in prg. solv- 

ants and contg. 6> 11 and 1.94 FI, k series cf polyciera was prapd. from 

EtCi (0H)£^0iJa, flCl and CoCl witt different proportions of reactants. 

3 S 

t'ith increasing ratio of CcCloAlCl the polyiusre have progressively 

o 

lower content of .il, hut the content of do chows a peak at about 1:1 
molar ratio of original salts; this man. peak is about 10/j Cc in the 
p»lymer. The polymer prepd. from PhSitOH)^ (above) was fractionally 
pptd,} the richest fraction contained 14,26. Co, 4.4,- -I and 15, Si, 
Hamoval of the solvent in vacuo from these products resulted in d 
loss of org, soly. 
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oly-(aluminoplienylsiloxan«8) - infuslbl« but soluble jpolymers. 

K, A. _;nadrianoT, A*A,Zhdaiiov end X.Z.Aanovioh (Inst. Hetero-org. Compds. 

and 111 Union Slaotrotaohn. Inst., Moscow). Izvest. Akad. Nauk s.s.s.K., 

Otdal. Khlm. Nauk 1959, 1760-6. Of. Doklady Akad. Nsuk USSR iOS, 85(19 j). 

Addn. of FhSlCl to HgO at 20-5^ gavt a layar of oruda poly- (phenyls il- 

oxana), which ( 25.8 g.) was traatad with 8 g. 20^ ag.. NaOH and heated 

to 70-5® whila 16*63 g. 205^ aq. AlpCsO^)^ ereia being, addad in the prose je 

of an unspaoifiad org. solrent; the mixt. was stirred 2 hrs. at 75° and 

the sapd. and washed org. layar was arapd. leading a residua of polymeric 

product corresponding to repeating units of Cg^H^gSi^AlOg^g. A similar 

product was obtained by addn* of 40 g* FhSiCl to 23.7 g« 20% NaOH and 

12,5 g* 10% aq* Alg(S0^);3 in the prasanca of an org. solTcnt* The product 

evidently contains 4 Si units par 1 Al unit, with approximately 2 HO 

groups (on Si atoms) par repeating unit* Fractional pptn. of the product 

from CCl^ with patr. ether gave fractions ranging in mol* wt* from 

5990 to 11800* A similar matarial was prapd* from ItSiClg and eorrespo. 

dad to repeating units C;|^QHg,^SigAl0^Q* The Fh dariv* was sol* in MePh, 

EtOH, MigCO and PhCl. On being heated to 200«ft00°C, the product became 

less and less sol* in org* solvents. However the polymer does not melt 

even at 500°C. Evidently heating converts it to a tridimensional product 

with extensive erosslinking* The Bt deriv* could not be pressed into 
o 

a mold at 210 as it remalneci s friable powder* This polymer preserved 
its org* soly* after being heated to 200° for several hrs. but the soly. 
is lost rapidly after that period especially at still higher temps* 

The polymers, prior to being heated, are sol, in many common org* sol'^ .t. 
and evidently are constituted on the basis of a complex cyclic struct • 
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Synthesis of organosillcon ooaik. ^ds oontaining the methacrylyl jiroup. 

K, A. Andrianov and A*K,Dal5agova (Inst* Hetaro-org* Conipds,, Moscow), 
Izvest, Aicad. Nauk S,S,S,R,, Otdal* Khioi, Nauk 1959, 1767-71, 
of, this J* 1957, 459. 

Heating in a rotating autoolavc a 38,1 g, C&CH 'iMs^OEtj 45.5 e£, 

ClCIoSiife(0It)«, 45 g. CICH SiMe^OBu, 69.6 g. ClCH„SiM« (OBu) ^ or 74.1 f 
ClCH.Si(OBa)g } with 37 .S g. CHg ; ClItCOgE, 5 g, powd, Cu and 0,3 g, hydro- 
qulnone 3.5 hra, at 180® gave the following products: GHgiCMeCOgCHgSHibg- 
0»t, bg dgQ 0.9421, l,4300j caigtClieCOgCHgSmiCOSt )2, bg 97-P®, 

0.9755, 1.42601 CBgtCMiCOgCHgSlllegOBu, bg 86-7®, 0.9263, 1.4320J CHgiClia- 
C02CHgSiMe(0Btt)2, bg 126-7®, 0.9458, 1.4345J CHgtClIiCOgCHgSKOBu)^, bg 
144-45®, 0.9610, 1.4370. The reaction- nay be also run at atm. pressure 
at reflux for 2 hrs., the yields being about 30;^. To 12.1 g. I and 4.4 g. 
(Ao0Sille2)20 there was added with cooling 5^ by wt. of StOSOgH oontg. 

2^ HgO and the mixt. was kept 2 days; the sepd. org. layer was neutralize 
with NaHCO_ and distd* yielding 25-3354 CTtCMeCO^CHaSllle^tOSllleoJ.CH 0_C- 
MeiClg, bg 147-8®, 0.9862, 1.4390. Similarly were prepd.: llegSi0Silfs(0- 
SiMi5)CH202CClii;CH^, bg 90-1®, 0.9170, 1.4150; CHgtCMeCOgClIgSlMegCOSiy-^: 
OH OgCCliiiCHg, bg 162-5®, 0.9955, 1.4360; and (aig:CmC02CH2Silleg(0Silil2), 
(m^O^CCiUiCRQ, bg 177-8®, 0.9941, 1,4330. Refluxing 101,5 g. l,2-diohls/r< 
tetramethyldisiloxane or 133,5 g. 1,3-diohlorohexamethyltrlsiloxane wS^-h 
112 g. AO 2 O gave^ a distillate of .''oCl and resp. l,2-diacetoxytetram«thyl' 
dislloxane, b 22 94-8®, and 1,3-dlaoetoxyhexamethyltrlsiloxane, bgo 14C-2 
in 60-7S3a 7 lalils. Th... war*: AaOSlMa^OSUla.OAo, b. 3.89°, 1.0SS2, l.AO'O 
and Ao0Slliep(0SiHe2)p0Ae, b. 212®, 1.0131, 1.4030. 
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Chloromcthylatior reaction of arylaliphaticdlsiloxanos. Synthesis of 
chloroBiothylbenzyldinothylchlorosilane and its derivatives. 

K. A. Andrianov, A. A. /hdanov and V. A. Odinets. Doklady Akad. Kauk S.S. 

S. R. 130, 75-8 (1960). 

cf. 2hur. Obshchoi Khira, 29, 1499 (1959). 

Stirring 55.5 PhCH 2 SiMe 2 Cl with 10 g, parafornaldehyde and. 100 ml. 

coned. HCl 4-5 hra. at 60** while dry HCl was hoinp’ passed into the r&ixt. 

»avo an upper Inynr cont'». the chloromethylated materia?.. This crude 

Hubstanco treated with ice and Et,,0 gave 6C g, liquid product contg. 

(I) 

(ClCH 2 C^U^CH 2 'iSiMc 2 ) 2 ®» This ,(60 g, ) and 24 g. NH^Cl was treated with 
Oc f;. ccrcd, <'oo?.infir 15-20 min. and the liq. layer gave 

on distn. 26 g. ClCH 2 C^H^CH 2 RiI' 02 Cl, 133®, d 2 o 1.1139, 1.5234. 

TI'.;ls witli li20 gave pure I, b- 232®, 1.0917, 1.5275. then the c'uioi*onioth- 
ylatioji Miiti attenpLei in the presence of 2 nCl 2 , the reaction inixt. ixave 
only a viscous undis ;i}.l ible nolysilorcane, evidont.ly ( 0 blMe 2 CH 2 C^H^C»l 2 - 
C^H^CH^SiMoo)^. I heated 10 hrs. at 120® v#ith KOAc-AcOH gave (Ac0Ch2C^H^- 
Ca,LlKe„)„0, b. 268-70®, 1.0622, 1.51,30, which hydrolyzed with AtOH-KOH 
in 1 hr. to a product which showed signs of partial reaction or decoapn. 
during atteupted distn., leaving; a residue of apparently Me 2 Si( 0 StMe 2 CH 2 - 
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/ iny loxy 3 ilan« a • 

. 1 , i'J, I'lesiueyanov, I. 7. Lutaanko aiid V. A. ^ratftsav ( ^^.V.Loaionoaov -tata 

Univ* jMoacow) , Doklady Akad.Wauk 0..3..3.R. 128, o51-4(1359)« 

To 32 g« HgCCRgCH)^ in 70 ml. isopantaha there vas addad 11 g. Ms^SlCl 

in 20 ral. isopentane and after refluxing E hrs. the filtered mixt. gave 

72vo jta^SiOCHrCHg, b. 74-5^, n^® 1,3835, d^Q 0.7720, Oiralla'rly were prepd. 

89^0 Bt^^SiOCHzCHg, bgo 53-4°, 1,4275, 0,6505; ITp OlCH^Jiiie^OCH: OH.,, b^g 

.54-5®, 1.4329, 0.9796; 86^;o (ClCHg) ^CiHeOCHcCH., , b^^ 73-3.5®, 1.4646, 1.1515 

64> MagSKOCHtCHg)^, b. 108.5-9®, 1.4052, 0.3792; 79,' "tg:.! (OCII-.C.Hg)^, 

b^O 09-70®, 1.4246, 0.8890; 82^ MePhSKOCH: CHg)^, b^^g 55-6°, 1.4940, 

0.0959; Si* 8r,. ClCH.,SiMe(0CH:CH2) _, b_. 72.5-3°, 1.4333, 1.0457; IVf 

^ oo 

iweSKOCK-.CH )3, bso 50-1°, 1.4133, 0.9457; 76> 3tSl(0CH:CF2) » b^Q 69-70®, 
1,4225, 0.9503; PhSi(OCH:CHo) , b^ 79-60°, 1.4826, 1.0385; 727° 

Si(0CH;0H,.) b^o 52-3°, 1.4146, 0.9949. To 125 g, C.lHgCH.,Ac in C.H. thera 
v»as added 32 g. pyridine and 17 g, 8i01^ in 0^11^; after 1.5 hrs. refluxing 
the filtered mixt. gave 49^ S,i(0CM6:CHg)^, bg 76°, 1.4320 , 0.9722. 

Similarly were obtained: 58^f« St^3iOCMa:CHg, bgo 05-6°, 1.4290, 1.8365(7??); 
63 % at 8i0C3t:CH!l9, b 55-6°, 1.4432, 0.8497; 45‘a itt_JiOC?h:CH^, b, 106-7®, 

3 5 . ^ <5 0 

1.5089, 0.9466; 87‘^. {St0)^Si0CH:0H , bg^ 76-7°, 1.3905, 0,9493. 

O 
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I'-eactivity of a-, p- and v-chloroalkylsilane chlorides in the Priedet-Crafta 
reaction. 

B. A, Chernyshev and M, E. Dolf^aya (Inst. Org. Chera., Acad, bci., Moscow). 
Zhur. Obshchei Khim. 29, 1850-3 (l959). cf. 28, 2829(1958). 

Oetn. of the ratos of HCl evolution in a Friedisl-Crafts reaction of various 
chloroalkylsilano chlorides and gave the following reaction rate 

constants at 30®S Cl 2 SiCH 2 Cl 2.36X10“^ uolo/min. j Cl^SiCHjCH^Cl 4.28X10”^j 
C1 jS1(CH2)3C1 5.48X10'*^j MeSiCl2CH2Cl 3.67X10'*'^j MeSiCl2(CH2)2Cl 4.47X10*2; 
Et£-lCl2(CH2)2Cl 4.17X10*2; MeSiCl2(CH2)2Cl 6,72X10*^; Cl^SiCHMeCl 2.39X10*'*; 
EtSlCljCHMeCl 2.96X10*^. Reaction of Cl 2 Sl(CH 2 ) 2 Cl with PhCl had the rate 
constant of 1.67X10*^ and with MePh 5.95X10*^, 
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^rnt-hcr^ifl rro tranaf ornni^iona of unf^aturated orf^^anosillcon compounds.", 

II. -ynthe&la of s5.1icoliy>rocar'bonr> of vlnylacetylene series. 

I. A. ;)hildiiev, .1. F. l2',oatrJi:o7S]’:ii and L. A* ICayutenko ( Inst. Ors.Chem., 
Aeal, -.oscoi;) . Ihur. 0'bshche5. Kiin. ?9, 2157-9 (1959). of. Poklady 

Alc^d. 'Aouk ^.SSR 109, 544(1956). 


ilea ting 15 g. 5i3-(l,l-dlriath7l-r.-pror;ynG-l-ol)-etliylsllane vjitli 13.6 g. 

TGO^ in the prcsaucp. of hydro juinone to 65*^ gave after distn. an unstated 
yield of (CHp:C/IoC;C)„;jiHii:t, 76-7°, n?^ 1.5010, d„ ^ 0.8518. Similarly 
v.-rc vrepc.: (CK„:0:iaC;C)^SiMa^, 75-5.5°, 1.5000 , 0.8475; {CHprC.'fe- 
C:C).,AiF.t , b. 105°, 1.5027, 0.8594; (CH^rCMeCfC) 8iMe(?t, b 87-00, 


1.5000, 0.8583; (CITg:C:iQU:C)^8iA8rr, b^^Q 113®, 1.4990, 0.3555. These 
h^rogenated to tho satd. analogs over Raney Hi in .ieOK. 


\ 
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Orgaiiomagnesiuoi eynthasis of and, ^ -triMothylailylaorylic acids and 
vinyl derive tivas of siliccn, ftorr^niuia and tin. 

7. I*’, liircnov, iu D, I'ctrcv and C . : aksinova (N.D.Zelinskii Inst.Org. 
Chan,, J'oscov-). tzvest, ‘icad. Na iik o.;..o.d,, Otdsl. IChlm. JJauk 1959, 

1954-60 • 

•i’he Normant method was used to preprre tha fcllov/ing suLstanccs. Rii^X 

from 11 g, ?% and 50 g. GHj^tCHBr, active tec by a little PiBr, in tetrahydr- 

ofuran* ’»’ss treated with St^SnCl, yielding 60}- iHt, SnCP:CE , b, 174-5®. 

n!; 1.4780, 3 .,^ 1,2133, Similarly was prepd. 55', ^ Et^Ce (CH:CHy) , b„-_149,8®, 

1.45V5, 1.0193; SZ}c atSiHCCHtCE^I^, b. 95-4.0°, 1.4305, 0,7554; ngSi- 

by^g 130.3®, 1.4435 , 0.7911; DePhSK 03:011^)2, b^^^ 93.5-4,5°, 

1.5185, 0.9069; ” 0 EtSi(CH:CH 2 ) 2 , 5^,55 111°, 1.4295, 0.7623; 'leSKCHrCHg)^^ 

101.9°, 1.4405, 0.7692; EtSi (CHtCHg) 3 , 133.6°, 1.4525, 0.7930; 

Ct^w^nCCiltCH Jg, brrgg 166.5°, 1.4860, 1,2356. Addn. of Br^ to 'lediCl CF:CH 

unuar Inoandasoant lamp •vith cooling gair« 94>' Ha:. iGl^GEBrCH^lr , b 101 °. 

2 2*4 * 

1.5335, 1,9221. Similarly was prepd. 90?; 'StGiClgCEBi-CHgrr , 240°, b^ 

I'itj , 1*5320, 1.8227, Distn. of i3rCH,,C??Br?'?iCl,, from Inolirie or Ilil'IBt„ 

c ^ 

,;,avi 65;< CHgtCBr 3 iCl^, 145.5 , 1,4929, 1.7151, Sl'dilarly was prepd, 

52;. CHgCCBrSlileClg, 143-3.5°, 1.4870, 1.5594, and CHgtCBrSiBtClg, 

40;j, b*Q 135°, 1.4370, 1,4458, tfeT'igl and CHo ‘OBrSiOli? i?,av« 74^' CH^tCBr- 

^ 3 » ^41 47-8°, b^^g 124°, 1.4580, 1.1562 (Raman spectrum shown) , Et:.?gBr 

.similarly gave 30;. StgSiCBrtCHg, b,^g 92°, 1.4770, 1.1273. Keating 573 g. 

''rCHgCilgliGlg with 1 g. nlClg gave 23.7?« 3rCB; GllSiCl^, b. 155-6°, 1,5030, 

1.7207. I'hio witn .aa.%Cl gave 42> BrCHtCHSiFej, b^g 55^, 1.4G75, l,1628(Ba- 

ni r spectrum shown) , This with % in tetrahjrdrofiiran gave the H;\5gBr which 

■jitt lej^biCl gave only ri 6 gSiCH: 0 HSlftto 2 * Carbonation of the above RllgBr 

gt vs 64'/. ZJiBgOiC ( :CiJg)COgII, 97-105°, m, 50°, ' imilarly was prepd, 

46i.' F3^y..ia:;CHC0gU, 113°, 1.4500, m. 25-5.5°. 
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Raaotlon of tetraalkyldl^y^ror lleuBuaas with, dlfunctionel unsaturated 
compounds. - 

\ 

V, v, Korshak, A* M, Polyakova, V. M< Ydovin, 7. F. Mironov and A. p. Petro-i 
(Inst. Hetaro-org,. Coiupcis., Moscow). Po'-^lndy Akad. Ns.uk S.S.H.R. 123, 960-3 
(1959), of. Izvsst. Akad. i’auk 33SS, otd.kh.nauk, 1929, No. 12, no pp given. 
It v>'as 3 b.ovm that dihydrosiloxanas add to orga.nomatallio cotiipds. with 2 
unsatd. radicals and yiald polymeric products, llnsatd. Si and Ga compds. 
raact satisfactorily, while those of 3n do not react and those of Ph undergo 
a dacoapn. with loss of Pb. Treatment of MeSiECl with St:igCl gave 67% 
MelftGiHCl, b. 35-96®, which treated with 38.5% 0(31IK.C8Tti)2» 

t. 125.5-6°, 1.3980, d^^ 0.7935. Similarly was prepd. 88% 

!t 2 S.iHCl,b. 98.5-101.5°, 1,4154, which gave 75-93% 0(3lE15tg)g, b, 172-3°, 

1.4160, 0.8159, fJtMeBr a nd/ltSiHClo gave Ft^S.iH end C(SiHBt^) after an 
aq, treatment, dinllarly was prepd. 0(SiMegB:)g, b. 70-1 , 1,3700, 0.7572. 

The dihydrosilanes above were shaken in sealed an-puls with: ItpvSiCCHrCHg)^, 
PhAerl(CH;CH-)-, iit 5 ,Ge (CH:CHo)p, Me OeCCH^CHrCHg) n^Si(CH^CH:CH ) , 
Me2Si(0CHgCH:CHg)., at23i(0CH2CH:CH2)g or MegSi(CH^CH:CHg)g, in the presence 
of 0,01 g, per 0.12 mole of H^FtCl- catalyst j the reactions were then 

tv V 

completed by 6 hrs, at 120°. All the listed monomer combinations yielded 
appropriate polymeric products, the analyses of which are reported. 
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Synthosis of «»w-bi8-(c/anoalkjrl)«tetra-alkyldiailoxanos. 

A. D. Petror, V. M, Vdovin and R. Sultanov (N.D.Zelinakii Inot. Org. Chen., 
Moscow), Doklady Akad. Nauk S.S.S.R, 128, 1204-7 (l959), cf. this i. 100, 

711 (1955). 

Stirring 19.3 g. HC(CH2)3SiMoBtCl with 25 «1. H^O 5 hrs. gavo after oxtn. 
with Bt^O 10.3 g. (NC(CH2)2SiMeEt)20, 195-7®, 193® (rodistd.), n^® 

1.4513, djQ 0,9377. this was also foraied from tC(CH2)2SiBtCl2 and MeMgCl, 
followed by treataent with HjO, Similarly were prepd . t NC(CH2)jSiBtCl2, 
b3 99®, 1.4625, 1.1295; NC<CH2)2SiMeEtCl, b. 121°, 1.4515, 0.9895; NC(CH«).- 
bg 66°, 1.4363, 0.8377; NC(CH2)20(CH2)3SiMoEtCl, b^ 123°, 1.4555, 
1.0098; <NCCH2CH2SiEt2)20* bj 175®, 1.4605, 0.9470; (NCCH2CH2CH2SiMe2)20, 
b2 161-2°, 1.4441, 0.9344; (itCCH^cn^cn^Si&t^)^0, bj^ ^ 193°, 1.4593, 0.9413; 
(NCCH2CH20CIl2CH2CH2SiMoBt) 2O, undistillable, 1.4552, 0.9741. Stirring I 
with coned. HCl finally at b0-90° gave (M02^CH2CH20CH2CH2CH2SiMeEt)20, an 
oil. To 160 g. NCCHiCHj, 90 g. PhHBtj «ivt. there was added over 8 hrs, 

410 g, HSiClj at reflux, and after 32 hrs. further refluxing there was 
obtained sons Cl^SiCHjCHjCM, b^^ 96-8°, m. 26-30°, sepd. from PhHBt2 by 
freeslng-out. 
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■ w 

Addition of hydrosiXanes to dimethylvinylothynylcarbinol and the product 
of its oyanoethyiation* 

A. D. Petrov and S. I. Sadykh-Zade (N.D.Zelinskii Inst. Org. Chem., Moscow). 
Doklady Akdd. Nauk S.S.S.R. 129, 581-7 (1959). of. this 112,662(1957). 
Addn. of 53 g. EtgSiH to 55 g. CHj :GHC jCCMOjOH and 0.5 al. 0.1 N H^PtCl^ 
and heating the uixt. to 170® gave 62^ CH^tCI{C(SiEt^) <CHCMe 20 H, bj^ 85-5.5®, 
nj® 1.4861, dgo 0.8873. Similarly NCCHjCHjOCMo^ClCCHiCHj and BtSiHClj reacted 
ip' iso-PrOH in the presence of H 2 ptCl^ at 90® ( very exothermic) and gave 
NCCH2CH20CMe2CHiC(SiBtCl2)CHsCH2, bj 150-1®, 1.4865, I.O 846 . Similarly 
w^s prepd. CH 2 sCKC(SiBt^) «CHCMe20CH2CH2CN, 75%, bj 158®, 1.4840, 0.9196| 

5455 CH2:CHC(3iI1eCl2)*CHCMe20CH2CH2CN, b^ 146-8®; 9055 2-methyl-4-(triothyl- 
/ eilyl)-l,3,5-hoxatrieno, b^ 91®, 1.4920, 0.8759, was obtainod by treating 

I with KHSO,. I 

i 4 i 


I 

i 

5 






/ 

/ 
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Addltiop of tflchXorosilams to dialkyl( phony! , chloro)-diallyl^ilanea 
in the presence of H^PtCl^, 6 H 2 O. 

A, y, Tupclilov, N, S, Nanotkln and S, O, l)urr:ar';’’f‘.n, IVklady ..lead. Nauk 

o.fi.S.R. .1.30, .105-8 (.iy60>. cf. SoBUBor ot al, .TACS 69, 188(1947). 

ihe following!: silanes were propd. by addn. of HSICI^ to va^lo^£^ diallyl- 

silanos In who prosonce of 1 ml, catalyst composed of M tsoln, of H. J’tCl, 

2 O 

^^2^ isc-PrOll with heating 10 hrs, at 50® and 2 hrn, at 80o« 28,514 
CH^:CMCH2SiMo,CH.CH,CH„21Cl-, b„ 115-8®; 29^5 Cn„ :ClfCH.,rdP.t 

124-6®j 29.7ii CH2JCnCH2.'iPr2(CH2)3^^±Cl.^, 167-9®; (;H2:CIICH2- 

SxHu^i^'Al^) 186-9®} 17. 6^ CH^ :C)ICl! 2 SiPh 2 (CH.,)^r,iCl^, b, 222-4®; 

CH2JC!'CH2?iMePh(Cn2)3SiCl2, h^ 180-?®; 8. It Cn2 :CHCIl2SlCl2(CH2)3fci- 
CI 3 , 151-0®; Me 2 Sl(CH 2 CH 2 CH 2 SlCl^) 2 , 27.9:^, l6l-5®J n% 

tH 2 (-H 2 blCl 3 ) 2 , b- 176 — 8 ®; f*i— Pr analogy b. 191—5®; di— analog, 

h- 219-2.1®; 52. dt-Ph aralog, b, 268-70®; 41. 4t f'^PhnKcn.nU.CH.riCl,,).,, 
212-4”; 07..1t 0l24i(Cll2CH2Cn2>CiCl.^)2, b2 21.0-2®. 
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Synthesis of organosilicon BtoncMaors from mothylchlorosilano, 

V. A. Pononaronko, G. V. Odabaahyan and A. D. Petrov (N.D.^olinskil Inst. 
Org. Chou., Moscow), Doklady Akad, Kauk ‘^.S.S.R, 130, 333-S (i960), cf, 

126, 1009 (1959)0 

Slow distn. through a column of 200 g. KeSiHCl2 and 14 g. activated di~ 
methyl cyanami do gave MeSiH^Cl, 8-9®, djgj which was added to appropriate 

unsatd. conpds/ conventionally in the presence of H2ptCl^, EtSiHjCl was 
employed siailarly. Tho following products are listed: MeEtSiHCl, MoEtjSiCl, 
MePrSiHCl, Me(CP3Cn2CH2)SiHCl, Me(CP3CH2CH2)2SiCl, MeBtSiClCir2CH2CF3, 
MeEtSiClCH2CH2SiClHeEt and MoPhSiClCH2CH2SiClMoPh. The yields wore I8-69JC. 
Passage of MeSil^l and ’’hCl through a hot tube at 635-45® gave a range of 
products from which was isolated l!$;55? MePhblHCl, b^^^ 176®, dj^ 1.0540, 
njj 1.5171. This was siailarly addend to various unsatd. compds. Passage of 
MeSiH2Cl and CHjtCHCl throxigh a tub^i at 550-600® gave 11.5JC Me(CH„ :CH)SiHCl, 
**761 **®*5®, 0,9125, 1.4140, Also listed are: MePhSiKCl, b^.f, 176®, 1.0540 
1.5171; MePhSlClj, 197®, 1.1914, l.^l94j Me(CF3CH2CH2)SiHCl, b^^^ 96,5®, 

1.1565, 1.3651; Me(CP3CH2CH2)|*iCl, 45.5-7*, 1.2791, 1.36991 IteiQi MoEtSi- 
(CH2CH2CP3)C1, b^^g 140®, 1.1044, 1.3871; MefitSlClCKjCH^SiClMoEt, b^^j 100.5- 
1.5®, 0.9981, 1.4580; MePhClSiCH2CH2SlClMePh, 207-9®, a. 59-60®. 


I 
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Reaction of tetra-alkylditiyclrodlsiloxynaa vilth difunotional unsatucatad 
ooji pounds* 

. . rol'rakova and R, a. Chnnaovslrli. Poklady /ikad* Rank .R, 130, 1037- 

4C '1900). 

Irfra-red f^reotrei are sho%jn for the reaction products of {II SliDoO with 

S 

ur''fitd, dlfurctlcnal coupds. cantered on SI or Ge atoms and contg. 3 rinyl 
ircurB (cf. t’lls 138, 900(1939) for the prepn.), Spectra are also ohown 
for the folio- ins monomers; (MeySllD^O, {Me.i’tSiH) 5 , 0 , (ISt^oiH) 0, MaPh.-i- 
(nTTrCH-,) ,, n,.0i{GP;CHp).,, i:t,Si(CE:Cx}_)^ and CHpiCHCH^CH CH: GH . The 
i-olyneric nroducto from aqdx the selected mcno-ier pairs fall to ahow any 
residual oijifH fracuencias in their spectra, aftar repptn. from ItOH, 

The ni->I bond frequency does appear In spectra of rrof^i^-ctc fcrriad from sxcess 
diailoxane coT.pcnent rGactinc, wit] the divinyl deriv. as it does in the 
jolymer formed from the reaction with 2,5-h8xadiene. Biallylic derivs* 
tend to produce tircducts with rasldual vinyl or C:C bonding, it is suggested 
th^t the dlvinyl monomers reacting with a<iuimolar amounts of the disiiorianes 
yield products which are px'ocubly cyclic in nature, whila tlia diallylic 
monomers tend to yield linear products* 
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Organic eoapounds of boron* 

B, M, MlHiailOT* XJspakhl Blilm. 28, 1450-87 (1959)* 

A ravltwf oorarlng tha synthasls and tht gantral proparties of organo- 

/ 

boron oompda, with 176 rafaranoas through 1958, 
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Organoboron compounds* lULXXf • Alkyl phsnyl boron chloridas* 

B* M. Mikbailov and ?• M, Aronovich (Inst, Org, Cham,, Acad, Sol,, Uosoow), 
Zhur, Obshchei Xhim, 2S, 1254-7 (1959), of, Izvast. Akad, Saule SSSR, Otdal, 
Khim, Ne.uk 1959, 546, 

Traatmant of 127 ml* (iso-BuO) 3Ih in BtpO at -70 over 3r4 hrs, with 
ItoSgBr from 13,4 g. Mg, stirring 4-5 hra, and sotting tha mlxt, aside at 
-70° ovarnlght gave after treatment with aq* BCl 71^ isQ-BuOBlIlIli, 88- 
9**, n^^ l,4a62| dgQ 0,8940, Similar reaction with BtM gave 68,5^ Iso-BuO- 
BEtFh, bg 95-6®, 1*4828, 0*8923, frtiieh on prolonged heating to 100® under- 
goes disproportionation. Shaking iso-BuOBRPh with 36^ HOI resulted In a 
homogeneous coin, in 1-2 days which yielded ROH on d istn, along with some 
unreacted ester, Traatraent of 0,2 mole iso-BuOBRPh with 37,5 g, PClg at 
60-70° 10-15 rain, gave: Q\1o PhMeBCl, b^^ 68-9®, d^^ 1.0440; 85.3^ PhStBGl, 
bgo 85-6®, 1*0328; 76.4?^ PhPrBCl, b^ 83-4®, 1,0274; 82.5% PhBuBCl, b^ 90-1® 
0*9966* 
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Organoboron compounds. XXXT. Aliqrlphanylboronic acids and thalr anhydridas. 
B. MilcballOT and P. M. .Ironovich (Inst. Org. Chem*, Acad. 3ci.,Iviosoow) . 
Zhur. Obshcbei Kbim, £9, 1257-62 (1959). of. 29. 1254(1959). 

Addn. of 0.1 moU PhRBCl in 1 vol. St^O to 16.5 ml. 20> KaOH with lc» cool- 
ing. Shaking and aitn. of the aq. layer with St^O. gave after washing the 
combined org. layers with HgO. drying and evapg. in vacuo the following 
liquid and very easily oxidize ble PhHBCH: (R sliown) Me, 85^^, n^ 1.520t,, 
dgo 0.97291 It, 78.55b, 1.510E (at 24®), 0.9514 (at £4®); Rr, 82.4 a, 1.50S0, 
0.9429J Bu, 90fc, 1.4987 . 0.950. Distn. of these in vacuo gave {WhBS) ^Oi 
Me, bg 137-8®. 1.5440, C.9666J It, b^ 130-2®. 1.5419 ( at 24°) , 0.9526 ( at 
24®)* Pr b 156-8®, 1.5343, 0.9575; the Bu member gave a range of products 
with bo 3 110-65® and left a residue of phenylboronio anhydride, bhaking 
1 g. {FhStB )20 with 3 ml. Bt^O and 1 ml. H^O 1 hi’, gave on evapn. ol the 
•rg. layer a liuuid residue of ITiltCOH, 
run with 20;. KaOH, the aq. layer yields 965. PhBtBIlNa, 

which are very hygroscopic. Similarly wao prepd. 89't PhFrBiMa, needles. 
MePhBCl and H^O-ItgO mixed with iceeoooling gave after evapn. a mixture of 
methylboronlc and methylphenylboronic acids. PhEtBCl similarly gave mainly 
•thylboronlo acid, while fhirDCl gave mixed propylphanylboronio and propyl- 
boronic acids. PhBuBCl gave some butylboronlc acid. Keeping PhltDOH in 
coned* HGl-ItgO ( exothermic reaction on mixing ) gave after 1 day soma 
C«H and ethylboronic acid; the aame ester kept in BtgO-HCl 3 days showed 
no ohnng.. fcia.ntly hydrolysis of PhSBCl is aoconplishsd through Initial 
oomplsi formation of HgO at th. 3 atom, followd by loss of O^Hj. 
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Organoboron oompounds. XZX7I* Synthasls of haxa^subetltutad borazola 
from astars of arjlehloroboronlo aolda. 

B. M, MikhalloT and T, V. Kostroma (Inst. Org* Cham., Acad. Scl., Moscow) 
Zhur. Obshohai Khlm. 9, 1477-83 (1959), of, IzTast,Akad,liauJc SSSH 1957, 
1125, 

Haatlng astars of arylathylamlnoboronlo acids to 300^ oonrarts tbam to 
borazolas and astars of arylboronio adds. To 14.3 g. o-ltoO B.BC10CE«- 
in 20 ml. «t„0 bhara was added at -30® 8,75 ml. KtHI„ in It^O 
and aftar 0,5 hr, at -50® and 1 hr, at room tamp,, tha mixt. was 


filtarad and rapidly diatd. yielding 84% o-MaC^H B(00HoCH]ia }MHBt, 

O gQ ^ ^ ^ 

bj 93-5 , 1.4847, dg^ 0.9042. This heat ad to 260® doas not form a 


borazola, baing diffarant in this raspaot from tha other astars below. 


{ X } 

•similarly was prapd, 59.4% p-MoCgH^B(OCHgCHBfie^)KHSt, bg 110-12®, 1,4891 

0.9059; 52.4% l-Cj^QH„B(0CH2CHMi2)IIH*t, b 185-5°, 1.5470, 0.9750, I 

o ^ 

( 9,8 g.) heated l hr, at 260 , cooled and extd, with isopentane gare 


t 


t 

a ppt. of 1.2 g, B,B,B-tri-p-tolyl-H,N,N-trlathylborazola, m. 228-5®. 


The filtrate gave 5,64 g, mixed fm starting estar and p-MaC^R^BiOCHg- 
CHMegig* To 19,65 g. PhBClOCHgCHMa^ in 20 ml, St^O there was added 18,62 
g, PhNHg in StgO and stirred 1 hr.; after filtration there was isolated 
7.5 g, PhBCOCHgCHMag)^, 146-50®, soma IhhHg# and 30% haxaphanyl- 
borazole, m, 380-5®, isolated aftar distn. of tha above aster* Similarly 
p-MaCgH^BClOCHgCHMeg SiM gave p-MaCgH^B(0CK2CHMB£)2, b^^Q 145-50® 

ana 39% B,B,B-tri-p-tolyl-W,Ii,K-triphanylborazola, m. 282-4® ( from 


C^Bg-isopentane) • Heating 2.1 g. FhB(BH2t} with 0,2 ml, iso-BuOK 
o ^ 

2 hrs, at 270 gave BtNHg end 85.2% B,B,B-trlphenyl-M,M,K-triethyl- 

o 

borazole, m, 205-9 , Treatment of 19,6 g, xhBClOCEgCHMeg ie 
10,62 g. PhltHg 1 hr,, filtration and high vacuum distn, gave 76,9% 
Fh3(CCH2CHiIe2)2 and 79.4% PhB{NHPh) 2 * ^Q^Qg 178-80®, m, 34-6®, Similarly 
p-IteCgH^BClOOHgCHMeg gave 85,9% p-MeCgH^BlOCHgCHMegyg and 85.6% p-Me- 
0eH4B(NHPh)2, 165-5°, m, 100-2®, Tha latter diatd. at ca, 400® 

gave FhNHg end 53,8% B,B,B-tri-p-tolyl-K,If,lf-trlphtnylborazole,m,88£-4®, 
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Organobornn rtOB^^ounds, X3CSTII, Synth# sis of B-triarylborazol#8 from 
erylboron dlchlorldss* 

B* L* MikhalloT, A. N. Blokhina and T. V» Kostrooia (Znst* Org. Chsm», 
Aoad. Sol*, Moscow). Zhnr. Obshchsi Khim* 29, 1483-6 (1959) • of. prso. 
abstr. 

Ths following rsaotlons wars run under To 70 g. PhBCOBu}^ thara was 

added 62 g. FCl so as to naintala tha tamp, at 70-80*^ with water oooliag 
5 

and after tha reaction had subsided the remaining 62 g. POlg was added at 

onee and the aixt. stirred 1 hr. on a steam bath. Blstn. gare 60^ PhBCl„, 

^37 Similarly f^eH^BtOGHgCinUg)^ gave 50f. p-MeC^H^BGlg, b^ 91-4®, 

m. 25-7°. Similarly was prepd. 66.39i p-BrC^H^BClg, b^^ 114-4.5®, «. 56-8®. 

Passage of BHg 0.5 hr. into 4*3 g. p-MeC^H^BClg In 50 ml. CgH^, was 

followed by addn. of NH^ over 1 hr. on a steam bath; the mixt. was 

centrifuged, evapd. and treated with Isopentane yielding 64.3)( 

o 

trl-p-tolyl bora sole, m. 189-90 { fjkom CgHg-lsopentane) . Similarly was 

t o 

prepd. 66.5^ H,B,B-tr5-p-troncpfcenylboi*e2ole, u. :-92-3 , and 91.3^b 

/ 

B,B,B-tri-p-ohlorophenylborazole, a. 269-70°. Treatment of 2.7 g. PhBCl^ 
in *t«0 at -10° with Bt^N fave a ppt. of PhBCl m. 80-4®. 
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Organoboron coapounds. XXXVI, Uneyametric diary? bororic acids and thoir 
derivatives, 

ii. li. Mikhailov and N. S. Fodotov (Inst. Or?j. Acad, ^'ci., Moscow), 

.ihur. Obiahclioi Khim. 29» 2244-8 (IO 59 ), cf. Izvest.Akad.Nauk SSJ3R, Otdel, 
Khia. I.'auk 1958 , 419, 

rtli reactions; below wore run under Nf... Keaction 0.4 nolo 1 -C_ Jl_Mf»t3r and 
08 ,. > g. Ph'3(0CH«C!iMe,} in JJt^C at -60^ .-rave aftec troataent with dil, !IC1 


’(A) 


80/» 1-Cj QUyi 3 Ph 0 CJl 2 C'.iMe 2 » bg 207-3”, d^Q 1,099, l.,597j passaf^c of NH^ in 

iit,0 soln. of this gave tlio Nll« adiiuct, ri. 90-2'^ (in st^al#iri tube), biniiarjy 

^ ^ il) 

was prepd. 4l!% (p-HeCgH^yaPhOCIIjCHMe^, bj^ ^ ^-*' 6 - 8 ®, 0.97?,'.', 1.5552; 

adduct, lA. 87-9**t Treatment of I with \00% excess H.,NCM 2 CM 20 H gave 87.3/{ 

(p-MoC^H^)B?hOCH2CK24*Kj, m. 163-5**. PhB(0CH20Jme2)2 p->5rCgJl^M#. Or gave 

335^ (p-drC.H >aPli0CH,,CHMe^, b.. 152-3®, 1.9199, 1.5773. Troatmmt of 1.5 g,A 

^ (II) 

vdth 9.4 g. with boating to 50-60® gave 76.3/5 1 -C, j^HylPhCl, liO-l®, 

w. 87 - 90 °. Ciuiilarly was prepd, 50/5 p-MoCgl*^BFhCl, bg 142-;®, 1,5783« 

Treating I in BtjO ivith N NaCH with ice cooling gave after ovapn, and 
treatnent with ieepentane at -40° a low yield of l-Cj^^K^lPhOH, n. 57 - 9 °, 
Jaimilarly was prepd, p-MeC^K^3idiOJl, an oil, which on standing transfermed 
into 88 ^ (PhBO)^, m. 212-4°, p-MoCgJI^IlPhCl furtas an equimolar adduct with 
dioxane, m. 72 - 6 °. Similar adduct fomed with Ph 2 bCl, m. 80-5°, and with 
(l-Cj^0^^7^2‘^*^‘-» “• ^3-0°, and with i-CjjjilyJPhCl, la. 90-1°. Those are not 
stable in storage, > 
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. « f 

Orfjanohoroh coupoumis. XXXVII, Lithiua salt* of diaryl boronic acid* 
and thfcir cojaplex coiapounds with dioxane. 

1^. M. 1-ikhailov and V, A, Vavor (Inst. Org, Chem. , Acad. 5ci., Moscow). 

/»ur. Cbshchoi Khlra. 29, 2248-53 (19S9). cf. proced.abstr. 

T 

IHarylboronlc acids react like protonic acid* in nonaquoous media. All 
tho reactions oelow wore run under N^. Addn. of 0.018 mole BuLi soln. to 
5 f. in dry gave in 10 hr*, a crystn. ppt. of its Li 

salt. Firailarly (p-MeC^H^) ^BOH and p-MeC^II^Li gave the Li of the former 
acid, a crystn. solid. Xc»et4;ngxc2cioxhRRiiuicMAthx6^ii^c*ol»xcm€xBMbicgaxK 
acppAcJioteHiKHii (I^MeC^H^)^BOH with BuLi in hexane-C^H^ gave a ppt. of 
mixed (o-McC^H 2BBu0H,Li and it* cleavage products (e-MoC^H^i^BLi and 
(o-XeC^n^)B’>u0Li, This mlxt. treatad with dioxane in ^t29 gave on evapn. 
of the org. layer and treatment with isopentane in the cold a ppt. of 
(o-MoCglI^) 2 B 0 Li. 0 (CH 2 CH 2 ) 20 , which also formed from (o-MoC^H^) ^BCH and 
o-MeC^H^Li.0(CM2CH,)20, The latter procedure also gave from p-MoC^H^Ll,- 
OCCH^CM,)^^ -and (p-HeC^H^)^ijOH in Kt^O-dioxane a ppt. of relatively insol. 
(p-MoC^iI^) 200 Li. 0 (CH 2 CH 2 ) 20 , while the filtrate gave (p-MeC^H^)^30II,Li,- 
0 (CH->CH 2 ), 0 . (l-C^QHy) 2 B 0 H in Bt^O forms a dioxane adduct, n. 130-1®, 
which with BuLi grave (l-C.^QH^)2®0Li.0(CH2CH2)20. Treatment of (l-C.j QH^)2B0Li 
with MejSO^ in gave 72. 3^ 2^3Me, m. 101-3®. (l-C^QH^) 2 aOLi 

and MeOH in Bt20 gave in 15 min. (l-CjQH^)2B(0Mo)0n.Li,Et20. 
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I.Iagn«tio suscap&lbility of soma o:;alate complaxas of tatravalant uranium, 

T. G, Aminov, V* V, Ztlentsov and I. j-. . Savlch (Phya .Tech* Inst . , iloscow). 
Doklady Alcad. Nauk 128, 553-5(1959). 

The following av. values of effective mgnetic moment and V/elss constants 
were detd. conventionally t 5.62 and 60j •” 

eHgO 3.6C and 132; Cd2[U(C204)^3.7H20 3.85 and 117. Variation of suscep- 
tibility with temp. ir. shovm by suitable curves and all the above salts 
are found to obey the Curie-Veiss law above 195^K. At lower temp, the 
deviations are caused by formation of low t.eiijparaturQ magnetic anomalies 
and the susceptibility rises more slowly with declining temp, than expected 
The efl’ective moments, above, idnicate the state of for U, with the 2 
unpaired electrons baing in the 5f level. 
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Some rules of polymerization of propylene with the catalytic system of 

TiCl +A1R . 

4 3 

A. V, Topchiev, B. A. Krentsel and L. G, Sidorova. Doklady Akad. ifeuk ;.3. 
G.A. 123, 732-5 (1959), 

Polymerization of CgH^ with TiCl^-( iso-Bu)jjAl was examined in detail. The 
chain polymerization process yields within 17 sec* of initiation a polymer 
with high mol, wt. which remains nearly unchanged over the continued polym- 
erization period of 1,5 hrs. Since the catalyst gradually loses its effec- 
tiveness, the rate of reaction declines with time ( shown graphically ), 
hut if RgAl is gradually added to the system over several hrs, the activity 
of the system remains at high level and the polymer "ield is raised, 

Addn, of 0 raises the yield to a max, at about 0,026 vol,9a Q , after 
which further addn, of Og has a negative effect on the yield. Characteristic 
viscosity of the polymer declines steadily with elevation of temp, of 
polymerization ( 25-80®), It is suggested that the solid phase of the 
catalyst present in the reaction zone aids the stereospecificity of the 
polymerization. 
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cc"'.:’CT’rf^r of ' r ^ f,or-"'.rr 

L , X, ^ cverc 1 1'M , T.. ' >'r^r«,ovr ’“'ccJhoeM'ov (L.T*: .’'■re.rpov Ihrs. 

C^Gr;.., 'ni-'t., ;.crcow':. I’oklad:,'- /.trad, tlauk ..'.R. 12^, ?2C-2 (1959). 
of. 1?/., *Ca(.1959). 

/II '■ir.j'tn* r'RoriVcri brio- vere riir. under Inert . atm. To a v;el 1 stirred mixt* 

cf I6«'3 solid >'M.l °nc( 14. B /y, dry po^"dersd under A, there v.'Sb 

: aded IbO I'l, xylene, follov.'ec' by J50 nl. iit^O ( 3n'’therir.ic ) end thre ;jlxt. 

o 

hfnted 5-0.5 bro, et n’f'.uy; the soln. r;3? filtered et 70-80 frorr LI hnlide 

j; t , ‘vrid t>->o filtrate evsyd. in part to yield 63. S colorless cryr; it 1 1 ine 

ri, 105^, Treated i''ith dioxene thi-’ rave crystalline 

solid, scl. in dioxans and /^t^O; it is decocipd. by HoC or StOH. Sirnilarly 

'tdf^re W 2 ? prendo )„Zn, n» 89-71^; 45',- (p-!!eCp,R ) 7n, ti, 169-70° 

o4- 042' 

i'< ioxMWua, a colorleoe CT”’stallir9 solid); (1-C,r-H ) Zn, 49,5?^, dec. 200° 

’ 1-7 2 

(d ior.rsna te, colorless solid). 
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/dditicn of tricMri'C'-er'-pn-^.nn to ' cetyitane, cl?j:"inc and their derivatives 
in the absence of r’ntPl3’-Ptr, , 

u, .■ etrcv, V, P‘, ! ironov end f', C, fiztnr irshaya (Pi.j»./.el inskii Inst, Org, 
Cr'C'’’., o eo Doklrd/ -.'.r'l, ’'auh ,R., 1S8, 302-4 (3 959), 


of, ..ocrow et aj. j 


70, 5 n'’ 3 (.1754) 


?aB!'afs of a ra : id ftrcnr 'Tl t^'rough 50 f, part ioui.ated Oa end 10 g, 
pete. Cu 8 t 4b0® vavB 79'; riGeCl.^, b, 77-8®. This ( 16 3 ,) aeded to 5.5 g. 
Gt;-.:CIiCM et e 0 - 70 ° ( er.othernlc ) gave 5-3 . ClgCaCHpCHgCN, b.^^ 135°, ai. 37.7®, 
hi i 51 nr 3 rr cih- tCFCIT^ Cl gave 77.47. Cl^Ge (CIT J .01, b^ 105®, 1.5070, 

1.G536. Cih,: iaCHofl gave 53. 3> ni,''8CJI-,GIlAIeCH.,Cl, b- . 90-3®, 1.5000, 1.5758 
CH^:CTS1C1^ gave 33v Cl^SiCH^CH^OeCl^, 120®, .t. 35®. Passage of 
ii'to FGeClr^ until tbe anotheriTic reaction ceased, gave 907. ClgOeCH£CH2GeCl2, 
-.2- 1:50-1®, ra, 56®. hiniler reaction with CglT^ gave 555i EtGeCl^, 141.5® 

1 ,4745, 1,6091, l-Cctsne gave 557> n-C^Kj^yGeClg, b^^.. 130®, 1.4720, 1.2713. 
Cr-nC'TGh 0 c ^ave iC.3,. Cl GeGTI.,Cro^’^-0v^’^ » ^10 3.27 - 80 , 1.4855 , 2.5392. 

C;? ::r.dl n-vS 32.5,. C1,,,''3GH.,7F ,01 , h,- 75®, 1,5(;92, 1.7637. Cl 8iCH;OH01 ' 

... Vo 5n, Cl^iedliGlCH’ hill,., b, ,z 1S9®, 1.5268, 1.8350. In none of the above 
(utin. raactiona was it necessary to add anj^ catalysts or to heat the nixts. 


ir ..ucoalav3.3. ividantly ’IGsGlg lias more pronounced additive properties 
in ivic.-ect to u-a3:td. bords tbaa displayed by IlSiCl^. 
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Thermal decomposition of cr^-anic compcunds of fentevalent a^^;enic. 

C, KnjWj.i and B, *j, Oharnokal 'skii (S.i-i.Kirov Cherr, Technol. Inst., Kazan), 
Doklady Akud. i^iik . i.R, 123, 299-301 (1959), 

cf. urn st al. I .(-hsa.f’Oo , 1949,71, 

'-yrolysas of the I’ollov’i.n, substances v;ere performed' in dlstn, app, at 200- 

200. irvs{0) 1.03t)^ ( 121.5-4°, 'dgQ 1.2455, 1.4520 ) was 4o,7^4 un- 

clianp.ed and ll.a.o PrOAs(CSt) , b 5e-9°, 1,1623, 1.4413. PrAs(O) (OPr)g 

2 10 ^ 

sii'ilarly gave o.4> frOH. dra^sCO) (03u) gave 17«1. BuOH, 5.7>S PrAs(0Bu)o, 

big 111-15°, 1.0573, 1.4520 sud 2.i;c C^^H^gO^As, 121-5°, -, 1.4496. 

. eAD(O) (OX^u)., cave ' r;^0H and 12.5xc ;l8As(0Bu) b, , 93-5°, 1.0846, 1.45- 

15. J:t .s(Q) (03u)„ gave 15.5 3uGH and 19.6/0 illtAs(OBu) , b,„ 103-6°, 1.0727, 

^ 2 15 

1.4534. The latter reaction also gave an unidentified carbonyl compound. 

Oxidation of l\.,AsOB with X'eO_ gave R„As(0)0R. Thus ware prapd.: from 

2^2 


"t^AsOTt - 1.5;^ X;t.,AsO,F, m. 130-7°, and 2.1> iSt^Ag015t, b. 140-1°, d 


20 


20 


1.114C, 1.4C00; from Bt^.-tsOPr - 16.6'A IrOH, 2.7A St^AsOgH, m. 135-7°, 

Jirii d.lf ^tgiisOPr, 54.5-7°, 1.0904, 1.4621; from Bt^AsCBu - 12.1>e 
-:tgAs(0)C^u, 04 130-30.5°, 1.1922, 1.4721, 11. 9p BCg^sOgH and 2?t Bt^(0Bu)g, 
b,i 90.5-101°, -, 1.4522; from X/^BuAsClt - MeHUi*s(0)0fit , b. 110-11°, 

1.. 'iJ65, 1.4729 and 11. lA JeBuAsO.^H, i.i. 116-8°; from iieBuAsOBu - 1.9^ BuOH, 

24.9.. .Ia3ii.i.s (0)0.2u, 5^ 133-4°, 1.1507, 1.4676, and 5.5> MeBulsOpH, m. 126- 

7°. bins tr.e convorsion of R^AsO R to R^xisOR Is vsr'; facile. The latter 
esvers 'la reaoily hycrolirzed with [igO and atm. moisture. Atonic refraction 
of >s is tbcse compds. is estd. st S.19. Pyrolysis of Rr.A.s0 gave: from 
Pt^-XcC 2.9;-. iitO'f, 54. j% ^tg'is; from Pr AsO 5,9\o IrOH and 35.8ji» PTaAs; from 
Ae-^-u/sO lagBnfs, h. 133-5°, 1.C560, 1.407.3 and 1.9% ABuAsfOBu) , 

33-5°, -, 1,4611; from .^eBu^^^sO 3.9% IrOHO, Oy. BuOH, 14.9% Meflu^As, b, 76- 
6.5°, 1.0103, 1.4724, 2.5% Bu^As, b^Q 114-6°, 0,9836, 1.4716, and 0.8% 
BUoAsCOido), bi2 86-7,5°, -, 1.4&86. 
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'et. of oi*"^ co'^’^oovn-? '^■y th?3 Icntor tiethod* 

■ , . . 1/!', juvaev ?.Ticl ' , T, fTraevakiii. "OoiclRdy Akad, Nauk .R. 128, 309-11 

V ■- ' / • 


'ilKg and fheln halo^an d-2'!'lv3. nav ds detd. by adding their soln. in O-free 
'/aTh to soln. of i'sthyl ■'riolet in (CH-,01) , The color changes from violet 
tc yeilc’.v or green; nddn. of an org, hnce ravsrtr. the color hack to violet. 
Ccm-ouncln of types H.-.AIOR or RAl(OF)^ do not proance thin color chfings, 
possible to screen Iny .of their 3p level electrons bv the unshared 0 


olnctron t'^sirs. Titration of K;^\l and their halogen analogs v/ith org. oases 

such an BuOao, ftO'c, *1e.,.Nrh, ^^-tgO, pyridine rssulta in a clean endpoint 

rhen indicators such as ‘v'^ethyl violet, .Crystal violet of Gentian violet 

.-rre used. The titration curves rese.mble those of strong-acid stron^'-base 1 

oitr.^tion curves. ^Jc. N.th j’eacts with such .'\1 conpds. in 1:1 ratio. "t^AlBr 

i h 

and ;i-t.AlGl differ .in ado strength from Ih Al and Bb^AlBr. ^’-t^llijr behaves 

like a Cwiln nii nc 5 d. It is nossiblo to titrate St ...; 1 C 1 a nd "'tidCl.. serara- 

a 

tely in mi/.t. Cn the basis of detn. of acid f-ti-engths by Hantaach’a 
’bhod ( Par. 02, 975 (1929)) the follawing ascenaing serl-oa of acid stren- 
ch ’. as established: St .il, St ilCl, fitr'lBr, Jt 'ici,,. The solns. for the 
tit-^ 3 1 loiif rust be dil, as solns. with 30-^0,. RgAl destroy the Indicators. 
i.s'h, :<v3enc, retrolevr fract.icn and heptane iray be used as solvents. 
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Synthesis of polyorganostannoxanos. 

M, M, Koton and T. M. Kiseleva (High Polymer Inst., Leningrad). Boklady 
nkad. Kau!< :r.£.S.R, 130, 86-7 (i960), 

iieating a 1 Jl molar mixt. of (EtO).Sn with iso-Bu Sn(OAc)- (b,„ 140-1®) 

28 hra. at 140® in inert atm. gave 74.6?£ dtOAc and a residue of yellowish 

insoX. Solid, does not m.. 250 , contg, 58^ Snj extn. with •’avo a 

o o ■ 

yelloudsh polymer C52“i20®15®®8* ®* which is hydrolysBod by H,0 

to a colorless insol. and Infusible solid ^feng. Apparently the 

-.ol. polymer was HO(SnR20SrO) OH. Slnilarly (EtO).Sn and 0u^Sn(0Ac)„ 

^ '^ 3_0 1-46—7 ) gave an insol. solid contg/ 57/* Sn and a sol. po.l;'/raor, m. 
60-70®, wlose rml, -tvt.was about 2000. 
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